General information
Unless stated otherwise, all solvents and commercially available reagents were used as purchased. tert-Butyl (2-(1H-indol-3-yl)ethyl)carbamate [1] , 2-(1H-indol-3-yl)ethyl acetate [2] , 3-phenyl-1H-indole [3] , 3-cyclohexyl-1H-indole [4] , 4,4,5,5-tetramethyl-2-(2-methylbut-3-en-2-yl)-1,3,2-dioxaborolane [5] , propa-1,2-dien-1-ylbenzene [6] , and 2,2'-(1-phenylprop-2-ene-1,2-diyl)bis(4,4,5,5-tetramethyl-1,3,2-dioxaborolane) [7] were synthesized according to literature procedures. Anhydrous dichloromethane, THF, DMF and toluene were obtained by an Inert Solvent Purification System. All other solvents were used as purchased. Nuclear magnetic resonance (NMR) spectra were recorded on a Bruker Avance 600 (150 MHz for . Chemical shifts (δ) are given in ppm and coupling constants (J) are quoted in hertz (Hz). Resonances are described as s (singlet), d (doublet), t (triplet), q (quartet), quint (quintet), sex (sextet), sep (septet), br (broad singlet) and m (multiplet) or combinations thereof. Infrared (IR) spectra were recorded neat using a Shimadzu FTIR-8400s spectrophotometer and wavelengths are reported in cm -1 . Electrospray Ionization (ESI) highresolution mass spectrometry (HRMS) was carried out using a Bruker microTOF-Q instrument in positive ion mode (capillary potential of 4500 V). Flash chromatography was performed on Silicycle Silia-P Flash Silica Gel (particle size 40-63 μm, pore diameter 60Å) using the indicated eluent. Thin Layer Chromatography (TLC) was performed using TLC plates from Merck (SiO 2 , Kieselgel 60 F254 neutral, on aluminium with fluorescence indicator) and compounds were visualized by UV detection (254 nm) and KMnO 4 stain.
S3
2 Scope of the C2 allylation
General procedure
To a solution of indole 5 (1.0 equiv) in CH 2 Cl 2 (0.25 M) was added triethylamine (1.5 equiv) and Nchlorosuccinimide (1.3 equiv) at 0 °C. after stirring for 15 minutes at this temperature allyl borate 8 (1.5 equiv) was added, followed by stirring for an additional hour at room temperature. The reaction was quenched by aqueous NaOH solution (0.125 M) and mixed for an additional two hours. Then, the reaction mixture was extracted with EtOAc (three times), washed with brine, dried over Na 2 SO 4 , and concentrated in vacuo. The crude was further purified by silica gel column chromatography.
Scope of 3-substituted indoles

2-allyl-3-methyl-1H-indole (7aa)
According to the general procedure the C2 allylated product was formed using 3-methylindole (135 mg, 1.03 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 40:1). The title compound was isolated as a yellow oil (133 mg, 0.78 mmol, 75%). 
2-(2-allyl-1H-indol-3-yl)ethyl acetate (7ba)
According to the general procedure the C2 allylated product was formed using 2-(1H-indol-3-yl)ethyl acetate (203 mg, 1.0 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 8:1). The title compound was isolated as a yellow oil (220 mg, 0.9 mmol, 90%). According to the general procedure the C2 allylated product was formed using 1H-indole-3-carboxylate (177 mg, 1.0 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 10:1). The title compound was isolated as an off-white solid (111 mg, 0.52 mmol, 51%). 
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2-allyl-3-phenyl-1H-indole (7ea)
According to the general procedure the C2 allylated product was formed using 3-phenylindole (204 mg, 1.1 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 20:1). The title compound was isolated as an orange oil (201 mg, 0.86 mmol, 81%). 
2-allyl-3-cyclohexyl-1H-indole (7fa)
According to the general procedure the C2 allylated product was formed using 3-cyclohexyl-1H-indole (200 mg, 1.0 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 60:1). The title compound was isolated as an yellow oil (201 mg, 0.84 mmol, 84%). 
tert-butyl (2-(2-allyl-1H-indol-3-yl)ethyl)carbamate (7ga)
According to the general procedure the C2 allylated product was formed using tert-butyl (2-(1H-indol-3-yl)ethyl)carbamate (263 mg, 1.0 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 6:1). The title compound was isolated as an brown oil (173 mg, 0.58 mmol, 57%). 
methyl 3-(2-allyl-1H-indol-3-yl)-2-((tert-butoxycarbonyl)amino)propanoate (7ha)
According to the general procedure the C2 allylated product was formed using Boc-Trp-OMe (333 mg, 1.1 mmol) and allylboronic acid pinacol ester (0.28 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 6:1). The title compound was isolated as an off-white solid (231 mg, 0.64 mmol, 61%). 
bis(2-allyl-1H-indol-3-yl)methane (7ia)
According to the general procedure with double the amounts of reagents the C2 allylated product was formed using di(1H-indol-3-yl)methane (257 mg, 1.1 mmol) and allylboronic acid pinacol ester (0.56 mL, 3 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 8:1). The title compound was isolated as brown solid (283 mg, 0.87 mmol, 83%). 
(S)-2-((((9H-fluoren-9-yl)methoxy)carbonyl)amino)-3-(2-allyl-1H-indol-3-yl)propanoic acid (7ja)
To a solution of Fmoc-Trp-OH (427 mg, 1.0 mmol, 1 equiv) in CH 2 Cl 2 (4mL, 0.25M) was added triethylamine (0.35 mL, 2.5 mmol, 2.5 equiv). After cooling the solution to 0 °C and N-chlorosuccinimide (173 mg, 1.3 mmol, 1.3 equiv) was added. This solution was stirred for 15 minutes after which allylboronic acid pinacol ester (0.28 mL, 1.5 mmol, 1.5 equiv) was added. The temperature was raised to room temperature and was stirred for an additional hour. The mixture was subsequently quenched with aqueous 1 M KHSO 4 
Scope of allylboronates
2-(but-3-en-2-yl)-3-methyl-1H-indole (7ab)
According to the general procedure the C2 allylated product was formed using 3-methylindole (130 mg, 1.0 mmol) and trans-crotylboronic acid pinacol ester (0.31 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 40:1). The title compound was isolated as a green-yellow oil (126 mg, 0.68 mmol, 69%). 
3-methyl-2-(3-methylbut-2-en-1-yl)-1H-indole (7ad)
According to the general procedure the C2 prenylated product was formed using 3-methylindole (40 mg, 0.31 mmol) and 3-methyl-2-butenylboronic acid pinacol ester (152 mg, 0.8 mmol, 2.5 equiv). Purification: column chromatography on silicagel (cyclohexane/EtOAc/Et 3 N, 60:1:0.6). The title compound was isolated as a yellow oil (51 mg, 0.25 mmol, 82%). 
3-methyl-2-(prop-2-yn-1-yl)-1H-indole (7ae)
According to the general procedure the C2 propargylated product was formed using 3-methylindole (130 mg, 1.0 mmol) and allenylboronic acid pinacol ester (270 mL, 1.5 mmol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 40:1). The title compound was isolated as a brown solid (69 mg, 0.40 mmol, 41%). According to the general procedure the C2 allylated product was formed using 3-methylindole (28 mg, 0.21 mmol) and 2,2'-(1-phenylprop-2-ene-1,2-diyl)bis(4,4,5,5-tetramethyl-1,3,2-dioxaborolane) (117 mg, 0.32 mol). Purification: column chromatography on silicagel (cyclohexane/EtOAc, 60:1). The title compound was isolated as an orange-yellow oil (69 mg, 0.40 mmol, 41%). 
3-(3-methyl-1H-indol-2-yl)propan-1-ol (10)
According to literature procedure [8] 7aa (86 mg, 0.5 mmol) was dissolved in anhydrous THF (10 mL; 0.05M), to which 9BBN (0.5M in THF, 3.5 mL, 1.75 mmol, 3.5 equiv) was added at 0 °C. This was stirred for 18 hours at room temperature, after which a NaOH aqueous solution (3M, 0.7 mL) and a H 2 O 2 aqueous solution (30% in water; 0.7 mL) were added. After refluxing for an hour, the reaction mixture was cooled down to room temperature, diluted with brine, extracted with ethyl acetate, and dried with Na 2 SO 4 . Purification by flash column chromatography (cyclohexane/EtOAc, 2:1) afforded the product as a brown oil (21 mg, 0.11 mmol, 22%). 
